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(54) Composition for forming an antif ouling film, optical component and display device 



(57) To provide a composition for forming an anti- 
fouling film with which an antifouling film excellent in 
stain resistance, scratch resistance, solvent resistance, 
etc. can be formed and an optical component having 
such an antifouling film, for example, an anti-reflection 
filter. 

An antifouling film is formed by a composition for form- 
ing the antifouling film containing an alkoxysilane com- 
pound having a perfluoropolyether group indicated by 
the following general formula (1): 
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where, in the formula, R f indicates a perfluoropolyether 
group, R 1 indicates a bivalent atom or group, R 2 indi- 
cates an alkylene group, R 3 indicates an alkyl group, 
and | is 1 or 2. 
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Description 

BACKGROUND OF THE INVENTION 
5 1 . Held of the Invention 

The present invention relates to a composition for forming an antifbuling film which can form an antifouling film 
excellent in stain resistance and abrasion resistance on a substrate, to an optical component which has the antifouling 
film and is adhered to a panel surface of a CRT (cathode ray tube) etc. and used as an anti-reflection filter, and to a 
10 display device to which the optical component is adhered on a panel surface thereof. 

2. Description of the Related Art 

When viewing an object through a transparent material, it is troublesome if the reflected light is strong and the 
15 reflected image is clear. In for example a lense for eyeglasses, a reflected image referred to as a "ghost" or Hare" is 
produced and gives an uncomfortable feeling to the eyes. Further, in a telescope or the like, there arises a problem in 
that the object viewed cannot discerned due to the light reflected on the glass surface. 

Conventionally, the method used for preventing the reflection has been to form a coating of a substance having a 
different refractive index from that of the substrate on the substrate by a vacuum deposition process or the like. In this 
20 case, it has been known that the selection of the thickness of the substance covering the substrate is important so as 
to make the anti-reflection effect the highest. 

For example, in a single coating film, it has been known that the selection of the thickness of an optical film of a 
substance having a lower refractive index than that of the substrate to 1/4 of the light wavelength concerned or an odd 
multiple of the same gives the minimum reflection rate, that is, the maximum transmission rate. 
25 Here, the optical film thickness is given by the product of the refractive index of the coating film forming material 
and the thickness of the coating film. Further, the formation of multiple anti-reflection layers is possible. Some proposals 
have been made concerning the selection of the film thickness in this case (Optical Technology Contact, Vol. 9, No. 8, 
p. 17, (1971)). 

On the other hand, in Japanese Unexamined Patent Publication (Kbkai) No. 58-46301 , Japanese Unexamined Pat- 

30 ent Publication (Kbkai) No. 59-49501 and Japanese Unexamined Patent Publication (Kokai) No. 59-50401 . a method of 
forming an anti-reflection film made of multiple layers satisfying the conditions of the optical film thickness by using a 
liquid composition has been disclosed. 

In recent years, optical products having an anti-reflection property have been devised using a plastic film as a sub- 
strate actively utilizing the advantages thereof such as the light weight; safety, and ease of handling and have been 

35 commercialized by the method of adhering the same as an anti-reflection fPter to the panel surface of a CRT etc. In 
many of them, use has been made of an inorganic oxide film represented by silicon dioxide or an inorganic halidefilm. 

In the anti-reflection film formed by the vacuum deposition process or a sputtering process, the coating film forming 
material is mainly comprised of an inorganic oxide or inorganic halide, therefore the anti-reflection film essentially had 
a high surface hardness, but had drawbacks that stains due to finger marks, sweat, or cosmetic agents such as hair 

40 liquids and hair sprays were apt to be remarkable. It was also hard to remove these adhered stains. Further, since the 
slipperiness of the surface was poor, there was the problem that a scratch formed when it came into contact with a some 
hard object or another became wider etc. Further, since the wetting property with respect to water was large, there was 
the problem that when drops of rain and splashes of water were adhered, they largely expanded. In eyeglass lenses 
etc. , the object viewed seemed to be distorted over a large area. 

45 In the anti-reflection film disclosed in Japanese Unexamined Patent Publication (Kbkai) No. 58-46301, Japanese 
Unexamined Patent Publication (Kokai) No. 59-49501, and Japanese Unexamined Patent Publication (Kokai) No. 59- 
50401 as well, in order to impart a high surface hardness, it is necessary to include at least 30 percent by weight of an 
inorganic substance such as fine silica particles in the outermost surface film, but the anti-reflection film obtained from 
such a film composition has problems that the surface slipperiness is poor and scratches are easily caused due to rub- 

50 bing by cloth etc. 

Various surface treatment agents have been proposed so as to solve these problems and are commercially avail- 
able, but all of them are dissolved by water or various solvents, give their function only temporarily, are not permanent, 
and thus are poor in durability. Further, Japanese Unexamined Patent Publication (Kokai) No. 3-266801 reports the for- 
mation of a fluorine-based resin layer due to imparting of the volatility. However, although the volatility was indeed 
55 increased by these fluorine-based resins, satisfactory results with respect to the friction or abrasion could not be 
obtained. 
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SUMMARY OF THE INVENTION 

The present invention was made in consideration with the above circumstances. 

The first object is to provide a composition for forming an antifouling film which can form an antifouling film excellent 
in stain resistance, scratch resistance, solvent resistance, etc. 

The second object is to provide an optical component having an antifouling film such as an anti-reflection filter. 
The third object is to provide a display device having such an optical component 

The present inventors engaged in in-depth studies so as to solve the above problems and consequently reached 
the present invention mentioned as follows. Namely, the composition for forming an antifouling film of the present inven- 
tion comprises: 

(A) an alkoxysilane compound having a perfluoropolyether group expressed by the following general formula (1): 

R f (COR r R 2 -Si(OR3)3}j (1) 

where, in the formula, R f indicates a perfluoropolyether group, R t indicates a bivalent atom or group, R 2 indi- 
cates an alkylene group, R 3 indicates an alkyl group, and j is 1 or 2, and 

(B) one or more ingredients selected from among an acid or base, phosphate esters, and p-diketones. 

The optical component of the present invention is characterized in that it has a plastic substrate; an outermost inor- 
ganic film provided on the plastic substrate via one or more other films or not via them; and an antifouling film using an 
alkoxysilane compound having a perfluoropolyether group covering the surface of the outermost inorganic film and 
expressed by the following general formula (1): 

R ( (COR 1 -R 2 -Si(OR 3 ) 3 } j (1) 

where, in the formula, R f indicates a perfluoropolyether group, R«j indicates a bivalent atom or group, R 2 indicates 
an alkylene group, R 3 indicates an alkyl group, and j is 1 or 2 and using one or more ingredients selected from among 
an acid or base, phosphate esters, and p-diketones. 

The display device of the present invention is characterized in that an optical component is adhered on a panel sur- 
face thereof, the optical component having a plastic substrate, an outermost inorganic film provided on the plastic sub- 
strate via one or more other films or not via them, and an antifouling film using an alkoxysilane compound having a 
perfluoropolyether group covering the surface of the outermost inorganic film and expressed by the following general 
formula (1): 

RrfCOR r rVSi(OR3)3}j (1) 

where, in the formula, R, indicates a perfluoropolyether group, R 1 indicates a bivalent atom or group, Rg indicates an 
alkylene group, R3 indicates an alkyl group, and j is 1 or 2, and using one or more ingredients selected from among an 
acid or base, phosphate esters, and p-diketones. 

The compound indicated by the above formula (1) has volatility by containing a fluorine compound in the molecule 
and is improved in its waterproof property and stain resistance. Further, since the fluorine compound is a perfluoropol- 
yether group excellent in tribology, the abrasion resistance and friction resistance are better than those of the perfluor- 
oalkyl group. In addition, since it contains in the molecule an alkoxysilanol group which interacts with the surface of the 
Si0 2l therefore, by for example heating, it forms a strong bond with the substrate, and therefore the problem of the sol- 
vent resistance etc. which have been conventionally unsatisfactory can be overcome. 

Accordingly, the composition for forming the antifouling film containing the alkoxysilane compound having a per- 
fluoropolyether group indicated by the above formula (1) can form an antifouling film having characteristics such as 
abrasion resistance, stain resistance, and solvent resistance on the surface of the substrate. 

In this case, by incorporating one or more types selected from among an acid or base, phosphate esters, and p- 
diketones such as acetyl acetone in the composition for forming the antifouling film as a catalyst for accelerating the 
reaction with the substrate, a strong bond with the substrate can be formed even if the heating temperature is made low. 
For this reason, it becomes advantageous in terms of the production process and, at the same time, the range of selec- 
tion of the substrate is broadened and thus the range of application of the composition for forming the antifouling film of 
the present invention can be expanded. 

Note that, it has been generally known that an acid or base can be used as the catalyst at the time of preparing a 
solution of an alkoxysilane compound having a perfluoropolyether group, but it has not been known that as shown in 
the present invention, there is a tribology effect such as a lubricant characteristic when forming an antifouling film, for 
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example, a thin film of 10 nm. Further, the effect by an incorporation of a catalyst of the phosphoric esters family or a 
carbonyl compound such as acetyl acetone together with an acid or base has not been known either. In a thin film mate- 
rial such as am anti-reflection filter, there are tough demands on durability due to the film thickness. Incorporation of 
such a catalyst was experimented with so as to improve the durability thereof. 

Further, since the optical component having a plastic substrate, an inorganic film, and an antifouling f flm formed on 
the surface of the inorganic film has an antifouling film having characteristics such as transparency, abrasion resistance, 
stain resistance, and solvent resistance formed on its surface, stains are difficult to adhere, stains are easily removed, 
and there is also durability with respect to abrasion. 

BRIEF DESCRIPTION OF THE DRAWINGS 

These and other objects and features of the present invention will become clearly from the following description of 
the present invention made with reference to the accompanying drawings, in which: 

FIG. 1 is a sectional view of an example of an optical component of the present invention; 

FIG. 2 is a sectional view of another example of the optical component of the present invention; and 

FIG. 3 is a sectional view of the display device of the present invention having the optical component of the present 

invention on a panel surface thereof. 

DESCRIPTION OF THE PREFFERED EMBODIMENTS 

The composition for forming the antifouling film of the present invention contains an alkoxysilane compound having 
a perf luoropolyether group expressed by the following general formula (1 ) as mentioned above: 

R f (COR r R2-Si(OR 3 )3}j (1) 

where, in the formula, R, indicates a perf luoropolyether group, R-j indicates a bivalent atom or group, R 2 indicates 
an alkyiene group, R 3 indicates an alkyl group, and j is 1 or 2. 

The molecular weight of the alkoxysilane compound having such a perfluoropolyether group is not particularly crit- 
ical, but the average number molecular weight is 500 to 10,000, preferably 500 to 2,000 in view of the safety and ease 
of handling. 

R, in the above formula (1) is a monovalent or bivalent perfluoropolyether group. The concrete structure of such a 
perfluoropolyether group will be shown next, but the structure is not limited to this: 



F(CP 2 CP 2 CPjO) 3 - 
CF 3 (OCFCF 2 ) 0 (OCF 2 ), - 
I 

CF 3 

F(CFCF 3 0) )c - 



- (OC 2 FJ p (OCF 2 ) q - 



Here, I, m, n, k, p, and q in the above structural formula indicate integers of 1 or more. 

The compound expressed by the above general formula (1) can form an antifouling film having the characteristics 
described above if it basically has a perfluoropolyether group and alkoxysilanol group, therefore there is essentially no 
limitation on the molecular structure other than the perfluoropolyether group. However, in actuality, there is a certain 
range from the viewpoint of ease of synthesis, that is, the realizability. Below, the structural parts will be explained from 
this viewpoint. 

Ri indicates a bivalent atom or group and is a group bonding with R 2 and the perfluoropolyether group. It is not par- 
ticularly critical, but preferably is an atom or groups of atoms of O, NH, S, etc. other than carbon. 

R 2 is a hydrocarbon group with a number of carbon atoms preferably within a range of from 2 to 1 0. As the R 2 , an 
alkyiene group such as a methylene group, ethylene group, and propylene group, a phenylene group, etc. can be exem- 
plified. 
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R 3 is an alkyl group comprising the alkoxy group and usually has a number of carbon atoms of 3 or less, that is, an 
isopropyl group, propyl group, ethyl group, and methyl group can be exemplif ied, but the number of carbon atoms can 
be more than this. 

In the composition for forming the antifouling fflm of the present invention, usually, the alkoxysilane compound hav- 
5 ing a perfluoropolyether group expressed by the above formula (1) is used by diluting this in a solvent. This solvent is 
not particularly critical, but at the time of use, it must be determined by considering the stability of the composition, the 
wetting property with respect to the silicon dioxide film, and the volatility. More specifically, there can be exemplified an 
alcohol-family solvent such as ethyl alcohol, a ketone-family solvent such as acetone, or a hydrocarbon-family solvent 
such as a hexane. These can be used as a solvent alone or in the form of a mixture of two or more types selected from 
10 among them. 

In this case, as the catalyst, an acid such as hydrochloric acid or a base such as ammonia or a phosporis ester 
such as a dilauryl phosphate ester is incorporated in the composition for forming the antifouling film. By incorporating 
such a catalyst, the reaction temperature with the substrate (drying temperature) can be made low. The amounts of 
incorporation of these catalysts are preferably about 0.001 to 1 mmoI/L Further, where the acid or base is incorporated, 

is if p-diketones such as acetyl acetone are incorporated, the reaction thereof rises, so it is recommended that a cartx>nyi 
compound be incorporated in the composition for forming the antifouling film. The amount of incorporation of such a 
carbonyl compound can be determined to be about 0.1 to 100 mmol/L 

Then, by coating the composition for forming the antifouling film of the present invention on the surface of the sub- 
strate and for example heating, the solvent is volatized and, at the same time, a bond with the substrate is produced, 

20 so the antifouling film can be formed on the surface of the substrate. 

As the coating method thereof, various methods used in a usual coating operation can be applied, but from the 
viewpoints of the uniformity of the anti-reflection effect and further the control of the reflection interference color, spin 
coating, dip coating, curtain flow coating, etc. are preferably used. Further, from the point of the workability, also a 
method of impregnating a liquid into a material such as a fabric and roll-coating the same can be preferably used. 

85 Note that, at the coating of the alkoxysilane compound having the perfluoropolyether group according to the 
present invention, preferably the surface of the substrate which should be coated is cleaned, and, at the cleaning, stain 
removal by a surfactant and further degreasing by an organic solvent and cleaning by a fluorine-based gas etc. are 
applied. Further, application of various pretreaitments for the purpose of the improvement of the adhesivity and durabil- 
ity is an effective means. As a particularly preferably used method, there can be mentioned an activation gas treatment, 

30 chemical treatment by an acid or alkali, etc. 

Further, after coating the paint composition on the surface of the substrate, so as to volatize the solvent and, at the 
same time, cause the alkoxysilane in the compound indicated by the above formula (1) to react with the substrate and 
impart a strong bond, the coating film is preferably heat-treated. The heating temperature in this case is selected by 
considering the heat resistance of the substrate etc. The heating temperature is appropriately within a range of from 30 

35 to 80°C where polyethylene terephthalate is used as the substrate. 

Further, also the thickness of the antifouling film formed by the alkoxysilane compound having such a perfluoropol- 
yether group is not particularly limited, but is desirably 0.5 nm to 50 nm. further preferably 1 nm to 20 nm, from the bal- 
ance with the static contact angle with respect to water and the relationship with the surface hardness. 

The substrate on which is formed the antifouling film is not particularly limited, but preferably at least the surface is 

40 constituted by an inorganic material. For example, it can be preferably used for an anti-reflection filter having an inor- 
ganic film as for example an anti-reflection film formed on a glass panel of a CRT or the surface of a plastic substrate. 
The inorganic film used for the anti-reflection filter is selected by considering the transparency, refractive index, heat 
resistance, anti-reflection property, reflected light color, durability, surface hardness, etc. and is not particularly limited, 
but desirably is mainly comprised by Si0 2 . This is because, if the inorganic film is mainly comprised by Si0 2 , a more 

45 sufficient surface hardness is obtained and, at the same time, the improvement of the stain resistance and scratch 
resistance which is the object of the present invention and further the durability of these performances conspicuously 
appear. However, the present invention is not particularly limited to silicon dioxide (SiOa). 

The antifouling film formed by the composition for forming the antifouling film of the present invention has charac- 
teristics such as abrasion resistance, stain resistance, and solvent resistance and therefore can give a surface which 

so has advantages with respect to the substrate, for example, it is hard to stain, the stains do not stand out, and further the 
stains are easily removed, and it is hard to form a scratch due to the good surface slipperiness and, in addition, there 
is durability also with respect to abrasion and, at the same time, a good durability also with respect to a solvent. 

Next, an explanation will be made of the optical component of the present invention. An example of the sectional 
structure of the optical component of the present invention is shown in Fig. 1 . This optical component 1 is constituted 

55 by a plastic substrate 2, an inorganic film 3 serving as the anti-reflection film covering one surface thereof, and an anti- 
fouling film 10 coating that inorganic film 3. Further, it is also possible to interpose one or more layers (only one layer is 
shown in the figure) of a functional film 4 between the plastic substrate 2 and the inorganic film 3 like the optical com- 
ponent 1 * shown in Fig. 2. 

The antifouling film 10 is formed by the composition for forming the antifouling film of the present invention and uses 
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the alkoxysilane compound having the perfluoropolyether group indicated by the following general formula (1) as men- 
tioned above: 

R,(COR r R2-SI(OR3)3}j (1) 

where, in the formula, Rf indicates a perfluoropolyether group, R 1 indicates a bivalent atom or group, R 2 indicates 
an alkylene group, R 3 indicates an alkyl group, and j is 1 or 2. 

In the present invention, as the plastic substrate 2, use can be made of any substrate so far as it is comprised by 
an organic polymer, but is selected in views of the optical characteristics such as transparency, refractive index, and dis- 
persion and further various physical properties such as shock resistance, heat resistance, and durability. Concretely, 
preferably use can be made of polymethylmethacrylate and a copolymer thereof, polycarbonate, diethyleneglycol-bis- 
aryl carbonate (CR-39), a polymer of a urethane-modrfied monomer of a mono(meth)acrylate of bisphenol A (bromi- 
nated) and a copolymer thereof, a polyester, particularly polyethylene terephthalate. polyethylene naphthalate, and an 
unsaturated polyester, acrylonitrile-styrene copolymer, vinyl chloride, polyurethane, an epaxy resin, etc. Further, also 
the use of an aramide-family resin taking the heat resistance into account is possible. In this case, the upper limit of the 
heating temperature becomes 200°C or more, and thus it can be expected that the temperature range thereof becomes 
wide. 

The shape of the plastic substrate 2 may be a sheet, film, or other predetermined shape. The film thickness where 
the plastic substrate 2 is shaped to a sheet or film is appropriately for example 50 to 300 urn, more preferably about 1 00 
to 200 urn. 

In the present invention, the inorganic film 3 mainly acts as an anti-reflection film. For this reason, in the specifica- 
tion, it is sometimes referred to as an anti-reflection film. As the inorganic film 3, other than this, also a conductive film 
such as ITO can be adopted. The inorganic film 3 used as the outermost surface film is selected by considering the 
transparency, refractive index, heat resistance, anti-reflection property, reflected light color, durability, surface hardness, 
etc. and is not particularly critical, but is desirably mainly comprised by Si0 2 . This is because, if the inorganic film is 
mainly comprised by Si0 2 , a more sufficient surface hardness is obtained and, at the same time, the improvement of 
the stain resistance and scratch resistance which is the object of the present invention and further the durability of these 
performances conspicuously appear. However, the optical component of the present invention is not particularly limited 
to silicon dioxide (SiO^ since the characteristic feature resides in the material coating the anti-reflection film. 

As the coating method of various inorganic substances containing Si0 2 comprising these inorganic films, there are 
vacuum deposition and various PVD (physical vapor deposition) processes represented by ion implantation and sput- 
tering. As the inorganic substances adapted to these PVD processes, other than Si0 2 , inorganic oxides such as Al20 3 , 
Zr0 2 , Ti0 2 , Ta 2 0 3 , SiO, Hf0 2 , ZnO, In 2 03/Sn0 2 , TiO, Ti^, Y 2 0 3 , SbgOg, MgO, and Ce0 2 are preferably applied. 

Further, the film thicknesses of the inorganic films 3 should be respectively determined according to the required 
performances other than the anti-reflection effect, but particularly in order to exhibit the anti-reflection effect to the high- 
est limit, it is preferred from such a viewpoint that the minimum reflection rate, that is, the maximum transmission rate 
be given to select the optical film thickness of the outermost surface film to 1/4 of the light wavelength concerned or an 
odd multiple of the same. 

The functional film 4 interposed between the plastic substrate 2 and the inorganic film 3 can improve the physical 
properties for example the adhesivrty, hardness, chemical resistance, durability, and dyeing property. As the inorganic 
film 3, one or more types of the anti-reflection film, conductive film, hard coat, etc. can be combined. 

As the hard coat, for the improvement of the hardness, use can be made of one to which various materials which 
have been known as surface-hardened coating films of plastics heretofore are applied (Japanese Examined Patent 
Publication (Kokoku) No. 50-28092, Japanese Examined Patent Publication (Kokoku) No. 50-28446, Japanese Exam- 
ined Patent Publication (Kokoku) No. 50-39449, Japanese Examined Patent Publication (Kokoku) No. 51-24368, Japa- 
nese Unexamined Patent Publication (Kokai) No. 52-1 12698, Japanese Examined Patent Publication (Kokoku) No. 57- 
2735. etc.) Further, it can be an acrylic cross-linking agent obtained from (meth)acrylic acid, pentaerythritol. or the like 
too. 

The film structure of the substance forming the functional film 3 can be optionally experimentally determined 
according to required performances, for example, the heat resistance, anti-reflection property, reflected light color, dura- 
bility, and surface hardness. Note that, where the functional film 4 is comprised by the anti-reflection film, two or more 
layers of anti-reflection film together with the inorganic film 3 will be constituted. In order to make the anti-reflection 
effect more conspicuous, as the functional film 4, effectively one or more layers of anti-reflection films having a higher 
refractive index than that of the inorganic film 3 are formed. Some proposals have been made also concerning the 
selection of the film thickness and refractive index of these multiple layer anti-reflection films (Optical Technology Con- 
tact Vol. 9, No. 8, pp 17, (1971)). 

Further, the antifouling film 10 is formed by using the composition for forming the antifouling film of the present 
invention. The composition thereof and the method of forming the antifouling film have been already explained in detail, 
so an explanation is omitted here. Such an antifouling film has transparency and, at the same time, has characteristics 
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such as abrasion resistance, stain resistance, and solvent resistance. Also the film thickness of the antifouling film is 
not particularly limited, but is desirably 0.5 nm to 50 nm, further preferably 1 nm to 20 nm, in view of the anti-reflection 
property, a balance with the static contact angle with respect to water, and the surface hardness. 

The optical component of the present invention is preferred as the anti-reflection filter of a display device of a CRT 
etc. It is possible to directly adhere the same to the panel surface of the CRT etc. or adhere the same to the front surface 
plate of the CRT. As the method of adhesion, preferably, for example a method of using a binder is preferred. Such a 
binder is not particularly limited, and various well known binders can be used, but generally an ultraviolet ray curable 
resin-family binder is used and the refractive index of the cured layer thereof preferably approximates the refractive 
index of the panel, for example, the difference of them becomes within 0.8 percent or less. Concretely, use can be made 
of for example a composition having a molecular weight of 550 containing 10 percent by weight of bisphenol A type 
epoxy (meth)acrylate, 20 percent by weight of urethane (meth)acrylate, 70 percent by weight of a hydroxyl group-con- 
taining mono(meth)acrylate. 3 percent of a photopolymerization initiator, and about several percentages of other addi- 
tives. 

A sectional view of a display device having a film shape optical component r adhered on the panel surface of a 
CRT is shown in Fig.3. This structure shows an example where the functional layer 4 of the optical component is com- 
posed of a conductive layer and this conductive layer can cancel out a leakage electromagnetic field. 

This color CRT has a vacuum envelope composed of a faceplate 2 1 , a funnel 22, and a neck tube 23. The faceplate 
21 and funnel 22 are joined with frit glass. A tension band 29 is wound around the outer surface of faceplate 21. The 
tension band 29 is made of a conductive material such as a metal and is connected to the ground via an earth line 30. 

A fluorescent screen 26 composed of blue, green, and red phosphors is applied on an inner surface of the panel 
2 1 . A color selecting mask 25 is disposed near the fluorescent screen 26. The color selecting mask 25 is held by a mask 
holding frame. A magnetic shield 27 is attached on the electron gun 24 side thereof. 

An electron beam emitted from the electron gun 24 held in the neck 23 reaches the fluorescent screen 26 formed 
on the inner surface of the faceplate through the color selecting mask 25, excites the prescribed phosphors, and makes 
them emit light. 

The optical component 1 is adhered by a binder on the faceplate 21 . The conductive layer of the optical component 
1 is connected to a conductive tape 31 in a manner not shown this figure. This conductive tape 31 is connected to the 
tension band 29. Therefore, the conductive layer of the optical component 1 is connected to the ground via the conduc- 
tive tape 31 and tension band 29. 

This CRT 20 can be prevented from reflection of external light or other light which would prevent viewing of the pic- 
ture by the optical component 1 ' so can give a high quality picture. In addition, this CRT 20 can cancel out the leakage 
electromagnetic field, so can prevent any effect of electromagnetic fields on the viewers. 

The method of adhering the optical component 1 is preferably a binder. The binder is not limited. Any kind of binder 
may be used. In general, preferably, an ultraviolet ray curable resin family binder as mentioned above can be used. 

Below, the present invention will be further concretely explained by examples, but the present invention is not lim- 
ited to these examples. Note that, in the examples, "parts" represent parts by weight. 

Example 1 

(1) Preparation of anti-reflection film 

As the substrate, a transparent polyethylene terephthalate (PET) film having a thickness of 100 urn was used On 
one surface of this P ET film, as an anti-reflection film, an ITO having a thickness of 1 20 nm was pre-deposited by a vac- 
uum deposition process and Si0 2 was deposited on this to 70 nm. 

(2) Preparation of composition for forming the antifouling fflm 

Pour parts of an alkoxysilane compound having a perfluoropolyether group shown in Table 1 (compound 1 in Table 
1 having a molecular weight of about 1000) was dissolved in 200 parts of alcohol. Further, one part of acetyl acetone 
and 0.01 part of concentrated hydrochloric acid were added to obtain a homogeneous solution, and then filtering was 
further carried out by a membrane filter, thereby to obtain the composition for forming the antifouling film. 

(3) Formation of antifouling film 

The composition for forming the antifouling film obtained in the above (2) was dip-coated on the surface of the anti- 
reflection film obtained in the above (1) at a pull-up speed of 5 cm/min. After coating, it was dried at a temperature of 
70°C for 1 hour to obtain an optical component having an anti-reflection property on which the antifouling film was 
formed. 
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(4) Evaluation of performance 

The performances of the obtained optical component were evaluated by performing the tests according to the fol- 
lowing methods (a) to (e). The results are shown in Table 2. Further, the results of evaluation of the following methods 
s of (a) to (e) after cleaning by alcohol will be similarly described as "Before" and "After" in Table 2 as the tests of the sol- 
vent resistance. 

(a) Stain resistance test 

io A residual state of spots when 5 ml of tap water was dropped onto the filter surface, the surface was allowed to 
stand under a room temperature a 25°C for 48 hours, and then the surface was wiped by a cloth was observed. A case 
when the spots could be removed was evaluated as good and a case where they could not be removed was evaluated 
as bad. 

is (b) Surface slipperiness 

(b) Surface slipperiness test 

The formation of scratches when scratching the surface of filter by the tip of a pencil (UNI brand made by Mitsubishi 
20 Pencil having hardness of at least 3H) under conditions of 1 kgf force, 45° angle, 10 mm stroke, and 5 attempts was 
evaluated. The judgments were made according to the following criteria: 

o: Pencils didnt scratch at all, namely didnl cause stickslip 

25 a: Pencils scratched one or two times 

x: Pencils scratched more than three times 

(c) Abrasion resistance test 

30 

It was confirmed whether a scratch was formed after rubbing the surface of the antifouling film 30 times under a 
weight of 200 g by using steel wool #0000. 

o: No scratches at all 

35 

a: Rne scratches formed 

x: Remarkable scratching 

40 (d) Resistance to hand marks 

The resistance to deposition of hand marks when touching the surface of the antifouling film by hand was evaluated 
by the naked eye. In this case, as artificial sweat a solution which included 5 g of sodium chloride, 5 ml of acetic acid, 
3 ml of butyric acid, and 84 of distilled water was used. 
45 The judgement was made according to the following criteria: 

o: Did not stand out even if present 

a: Present but could be easily removed 

50 

x: Marks stood out 
(e) Contact angle 

55 The contact angle of water and methylene iodide was measured. This contact angle serves as a measure of the 
rate of the remaining antifouling film and the contaminability with respect to water or oil. Further, the values before and 
after cleaning the surface by ethanol were measured in order to examine the safety with respect to a solvent 
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Example 2 to Example 1 0 

The tests were carried out In exactly the same way as those for Example 1 except that compounds 2 to 10 shown 
in Table 1 were respectively used in place of the compound 1 in the composition for forming the antifouling f ilm of Exam- 
ple 1 . The results are described in Table 2. 

Example 11 to Example 15 

The test was carried out in the sane way as that for Example 1 except the compound 6 shown in Table 1 was used 
in place of the compound 1 in the composition for forming the antifouling film of Example 1 and the reaction tempera- 
tures (heating temperatures) at the formation of the antifouling film were determined to be the temperatures shown in 
Table 3. The results are described in Table 3. The stain resistance and surface slipperiness at this time were similar, 
and therefore the description will be omitted. It is confirmed that the characteristics of the antifouling film are improved 
as the heating temperature is higher. However, when the heating temperature exceeds 100°C, the polyethylene tereph- 
thalate of the substrate is deformed, therefore this is not preferred. 

Comparative Example 1 to Comparative Example 5 

Comparative Example 1 shows a case where absolutely no antifouling film is coated. In Comparative Examples 2 
to 5, the tests were carried out in exactly the same way except the compounds shown in Table 4 were respectively used 
in place of the compound 1 in the conposition for forming the antifouling film of Example 1 . The results are described 
in Table 4. They are clearly inferior in characteristics of abrasion resistance and surface slipperiness. 

Comparative Example 6 to Comparative Example 9 

The tests were carried out in exactly the same way except the compounds shown in Table 5 were respectively used 
in place of the compound 1 in the composition for forming the antifouling film of Example 1 . The results are described 
in Table 5. Further, the values before and after cleaning the surface by ethanol were measured in order to examine the 
safety with respect to a solvent. The results are shown in Table 6. 

When a perf luoropolyether ammonium salt is used (Comparative Examples 6 to 8). there is no problem in the abra- 
sion resistance and slipperiness, but the characteristics are considerably deteriorated after cleaning by alcohol. When 
a perf luoroaltoxysilane is used (Comparative Example 9), the characteristics such as the abrasion resistance and sur- 
face slipperiness are clearly inferior. 
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(Table 4] 







Contamination 


Surface 

OllfJfJCl II icoo 


Abrasion 
r ooioiaTice xesi 


Resistance to 
nana marKs 


Comp. Ex. 1 


No coating agent 


Poor 


X 


X 


X 


Comp. Ex. 2 


Polytetrafluoroethylene 


Good 


A 


X 


0 


Comp. Ex. 3 


Polyvinylidene fluoride 


Good 


A 


X 


o 


Comp. Ex. 4 


Tetrafluoroethylene-eth- 
ylene copolymer 


Good 


A 


X 


0 


Comp. Ex. 5 


Chlorotrif luoroethylen e- 
ethylene copolymer 


Good 


A 


X 


A 
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[Table 6] 





Contamination resist- 
ance 


Surface siipperiness 


Abrasion resistance 
test 


Resistance to hand 
marks 


Comp. Ex. 6 


Poor 


A 


0 


X 


Comp. Ex. 7 


Poor 


A 


A 


X 


Comp. Ex. 8 


Poor 


A 


0 


X 





is 

Example 16 

(1) Preparation of anti-reflection film 

20 As the substrate, a transparent polyethylene terephthalate (PET) film having a thickness of 100 jim was used. On 
one surface of this PET film, a hard coat treatment for securing surface hardness is applied in advance, ITO having a 
thickness of 120 nm was pre-deposited on this as the anti-reflection film by a vacuum deposition process, and Si0 2 was 
deposited on this to 70 nm. The hard coat treatment referred to here is generally earned out by coating an acrylic cross- 
linking resinous material, cross-linking and curing the same by ultraviolet ray or electron beam, coating a silicon-family, 

2s melamine-family, and epoxy-family resinous material, and heat curing the same. 

(2) Preparation of composition for forming the antifouling fflm 

Four parts of alkoxysilane compound having a perfluoropolyether group shown in Table 7 (compound 1 in Table 7 
30 having a molecular weight of about 1 000) was dissolved in 200 parts of alcohol. Further, 1 cc of acetyl acetone and 0.01 
cc of concentrated hydrochloric acid were added to obtain a homogeneous solution, and then filtering was further car- 
ried out by a membrane filter, thereby to obtain the composition for forming the antifouling film. 

(3) Formation of antifouling film 

35 

The composition for forming the antifouling film obtained in the above (2) was dip-coated on the surface of the anti- 
reflection film obtained in the above (1) at a puil-up speed of 5 cm/min. After coating, it was dried at a temperature of 
70°C for 1 hour to obtain an optical component having an anti-reflection property on which the antifouling film was 
formed. 

40 

(4) Evaluation of performance 

For the performances of the obtained optical articles, the above tests of (a) stain resistance test (b) surface siip- 
periness, (c) abrasion resistance test (d) resistance to hand marks, and (e) contact angle were carried out for the eval- 
45 uation. The results are shown in Table 8. Further, the results of evaluation of the above methods of (a) to (e) after 
performing cleaning by alcohol will be similarly described as "Before" and "After in Table 8 as the test of the solvent 
resistance. 

Example 17 

50 

The test was carried out in the same way as that for Example 16 except the acetyl acetone was not incorporated 
(catalyst was only hydrochloric acid) at the time of preparation of the composition for forming the antifouling film in 
Example 16. The results are described in Table 8. 

65 Example 18 

The test was carried out in the same way as that for Example 16 except ammonia water was used (incorporation 
amount: 0.01 part) in place of the hydrochloric add (catalysts were the ammonia water and acetyl acetone) at the time 
of preparation of the composition for forming the antifouling fflm in Example 16. The results are described in Table 8. 
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Example 19 

The test was carried out in the same way as that for Example 16 except dilauryl phosphate ester was used (incor- 
poration amount: 0.5 part) in place of the hydrochloric acid (catalyst was dilauryl phosphate ester) at the time of prep- 
aration of the composition for forming the antifouling film in Example 16. The results are described in Table 8. 

Example 20 

The test was carried out in the same way as that for Example 1 6 except the compound 2 shown in Table 2 (pert luor- 
opolyether having a molecular weight of about 1000 and having alkoxysilano groups at both terminal ends) was used 
in place of the compound 1 of the composition for forming the antifouling film in Example 16. The results are described 
in Table 8. 

Example 21 

» The test was carried out in the same way as that for Example 16 except the hydrochloric acid and acetyl acetone 
were not incorporated (no catalyst) at the time of preparation of the composition for forming the antifouling film in Exam- 
ple 1 6. The results are described in Table 8. 

Example 22 

The test was carried out in the same way as that for Example 1 6 except the compound 2 shown in Table 2 (pert luor- 
opolyether having a molecular weight of about 1000 and having alkoxysilano! groups at both terminal ends) was used 
in place of the compound 1 of the composition for forming the antifouling film in Example 16. and then the hydrochloric 
acid and acetyl acetone were not used (no catalyst). The results are described in Table 8. 

Comparative Example 10 

This is a case where no antifouling film is formed. It is clearly confirmed that the characteristics of abrasion resist- 
ance and surface slippage are inferior. 

Example 23 to Example 27 

The tests were carried out in the same way as that for Example 16 except the drying temperatures (reaction tem- 
peratures) at the formation of the antifouling film in Example 16 (as the catalysts, the hydrochloric acid and acetyl ace- 
tone were used together) were determined to be the temperatures shown in Table 9. Similar results are obtained for the 
stain resistance and surface slippage at this time, and therefore the description will be omitted. The results are 
described in Table 9. When the heating temperature exceeds 100°C, the characteristics are satisfactory, but the poly- 
ethylene terephthalate of the substrate is deformed, and therefore it is not preferred. Where it is dried at a high temper- 
ature, preferably a substrate having a high glass transition point such as polyimide or polyamide is used. 

Example 28 to Example 32 

The tests were carried out in the same way as that for Example 1 6 except the hydrochloric acid and acetyl acetone 
were not incorporated at the time of preparation of the composition for forming the antifouling film in Example 16, and 
the antifouling film was formed by the composition for forming the antifouling film with n ncatalyst at the drying temper- 
atures (reaction temperatures) shown in Table 1 0. The results are described in Table 10. 

It is confirmed from Table 9 and Table 10 that a good antifouling film can be formed even at the drying temperature 
of 30°C and the effects of the catalyst are conspicuous in the compositions for forming the antifouling film incorporated 
with a catalyst. 
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The composition for forming the antifouling film of the present invention can form an antifouling film having the fol- 
lowing characteristics on the surface of a substrate: 

(1) Stains due to finger marks and hand marks, etc. are difficult to adhere and difficult to stand out and these effects 
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are permanently held. 

(2) Even if spots or the like are deposited and dried, they can be easily removed. 

(3) Surface slipperiness is good. 

(4) Stains such as dust are difficult to adhere and the usability is good. 

(5) There is a durability against abrasion. 

Further, in the optical component of the present invention, since the antifouling film having the above characteristics 
is formed, it is excellent in the slipperiness, stain resistance, abrasion resistance, etc. and is preferable as an anti-reflec- 
tion filter for a CRT etc. 

While this invention has been described with reference to illustrative embodiments, this description is not intended 
to be construed in a limiting sense. Various modifications of the illustrative embodiments are covered within the true 
scope of the invention. 

Claims 

1 . A composition for forming an antifouling layer comprising; 

(A) an alkoxysilane compound having a perfluoropolyether group expressed by the following general formula 
(1): 

RKCORrRa-SitOR^j (1) 

where, in the formula, R f indicates a perfluoropolyether group, R 1 indicates a bivalent atom or group, R 2 
indicates an alkylene group, R 3 is an alkyl group, and j is 1 or 2, and 

(B) at least one ingredient among an acid or base, phosphate esters, and p-diketones. 

2. A composition for forming antifouling layer according to claim 1 , wherein the concentration of the alkoxysilane com- 
pound is 0.1 to 5.0 percent by weight and the concentration of (B) the acid or base or phosphate esters is 0.001 to 
1 mmoi/L and p-diketones is 0.1 to 100 mmol/L 

3. A composition for forming an antifouling layer according to claim 1 , wherein said alkoxysilane compound having a 
perfluoropolyether group expressed by the above general formula (1) has a number-average molecular weight of 
500 to 10000. 

4. An optical component having: 

a plastic substrate: 

an outermost inorganic layer provided on the plastic substrate via one or more other films or not via them; and 
an antifouling film covering the surface of the outermost inorganic film using an alkoxysilane compound having 
a perfluoropolyether group expressed by the following general formula (1): 

RKCORrR^SifORafeJj (1) 

where, in the formula, R f indicates a perfluoropolyether group, indicates a bivalent atom or group, R 2 
indicates an alkylene group. R 3 indicates an alkyl group, and j is 1 or 2, and using at least one ingredient 
selected from among an acid or base, phosphate esters, and p-diketones. 

5. An optical component according to claim 4, wherein said outermost inorganic layer contains as a main component 
silicon oxide. 

6. An optical component according to claim 4, wherein said plastic substrate is a sheet or film. 

7. An optical component according to claim 4, wherein the optical component has an anti-reflection filter including said 
outermost inorganic layer. 

8. An optical component according to claim 4, wherein the anti-reflection filter includes said outermost inorganic layer 
and a conductive layer. 

9. A display device having a display panel on which an optical component is adhered, said optical component having: 
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a plastic substrate, 

an outermost inorganic layer provided on the plastic substrate via one or more other films or not via them; and 
an antifbuling film covering the surface of the outermost inorganic film using an alkoxysilane compound having 
a perfluoropolyether group expressed by the following general formula (1): 

R f (COR r R 2 -Si(OR3) 3 }j (1) 

where, in the formula, R, indicates a perfluoropolyether group, Rj indicates a bivalent atom or group, R 2 indi- 
cates an alkylene group, R 3 indicates an alkyl group, and j is 1 or 2, and 

and using at least one ingredient selected from among an acid or base, phosphate esters, and p -diketones. 

10. A display device according to claim 9, wherein the display device is a cathode-ray tube. 

1 1 . A display device according to claim 9. wherein said outermost inorganic layer contains as a main component silicon 
oxide. 
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(54) Composition for forming an antifouling film, optical component and display device 

RrfCQRrRg-SKORaJaJj 



(57) To provide a composition for forming an anti- 
fouling film with which an antifouling film excellent in 
stain resistance, scratch resistance, solvent resistance, 
etc. can be formed and an optical component having 
such an antifouling film, for example, an anti-reflection 
filter. 

An antifouling film is formed by a composition for form- 
ing the antifouling film containing an alkoxysilane com- 
pound having a perfluoropolyether group indicated by 
the following general formula (1): 



0) 



where, in the formula, R f indicates a perfluoropolyether 
group, R 1 indicates a bivalent atom or group, R 2 indi- 
cates an alkylene group. R3 indicates an alkyl group, 
and j is 1 or 2. 



FIG. 1 




o 

Q. 
LU 



Primed by Xerox (UK) Business Services 
2.16.1/3.4 



EP 0 797 111 A3 



European Patent 
Office 



EUROPEAN SEARCH REPORT 



Application Number 

EP 97 10 4600 



DOCUMENTS CONSIDERED TO BE RELEVANT 



Category 



Citation of document with indication, where appropriate, 
of relevant passages 



Relevant 
tociaim 



CLASSIFICATION OF THE 
APPLICATION QntCI.6) 



P,X 



P.A 



EP 0 166 363 A (ASAHI GLASS CO LTO) 

* claims 1-9 * 

* page 7, line 14 - page 11, line 13 * 

* page 20; table 3 * 

EP 0 738 771 A (SHINETSU CHEMICAL CO) 

* claims 1-8 * 

* page 2, line 3 - line 6 * 

* page 11, line 53 - page 12, line 19 * 

* page 14, line 52 - page 15, line 43 * 

GB 2 306 126 A (SONY CORP) 

* claims 1,5-14 * 

* page 6, line 15 - page 7, line 8 * 

EP 0 749 021 A (SUMITOMO CHEMICAL CO 
jOAIKIN IND LTO (JP)) 

* claims 1-12 * 

PATENT ABSTRACTS OF JAPAN 
vol. 018, no. 176 (C-1183), 25 March 1994 
& JP 05 339007 A (SHIN ETSU CHEM CO LTD), 
21 December 1993, 

* abstract * 



G02B1/10 
C08J7/04 



TECHNICAL FIELDS 
SEARCHED (lnLCI.6> 



C09D 

C08J 
B05D 
G02B 



The present search report has been drawn up for all claims 



PllCtOf SNfCtl 

THE HAGUE 



Oau of completion ol the sur* 

9 March 1998 



Exarrtnar 

Depijper, R 



CATEGORY OF CITED DOCUMENTS 

X : particularly relevant If taken alone 

Y : particularly relevant if combined with another 

document of the aame category 
A : technological background 
O : non-written disclosure 
P : intermediate document 



T : theory or principle underlying the invention 
E : earlier patent document, but published on, or 

after the filing date 
D : document cited in the application 
L : document cited for other reasons 



4 : member of the same patent family, corresponding 
document 



2 



